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(54) PRODUCTION OF CHLORINATED ETHER COMPOUND 

(57)Abstract: 

PURPOSE: To obtain the titled compound useful as a raw 
material for organic industries advantageously, by 
hydrochlorinating hydroxyl group of diethylene glycol and 2- 
(2'-chloroethoxy)ethanol with hydrogen chloride in the 
presence of a carboxylic acid such as acetic acid, adipic 

acid. etc. RCH.CH.OCH.CII.OM I 

CONSTITUTION: In chlorinating hydroxyl group of an ether 
compound shown by formula I (R is OH or Cl) f namely, 
diethylene glycol and 2-(2'-chloroethoxy) ethanol,, with 

hydrogen chloride, preferably 0.1W10wt% based on the RCH» CH, OCH, CH* C i fi 

compound shown by formula I of one or more carboxylic 

acids (e.g. benzoic acid, caproic acid, etc.) selected from 

carboxylic acid, especially 1W15C mono- or polycarboxylic 

acids, 6W15C alicyclic mono- or polycarboxylic acids, 

7W15C aromatic mono- or polycarboxylic acids and hetero 

ring-containing mono- or polycarboxylic acids is present to 

give a chlorinated compound [e.g. 2-(2'- chloroethyoxy) 

ethanol, etc.] shown by formula II. 
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AB RCH2CH20CH2CH2C1 (I; R = OH, CI) were prepared by treating RCH2CH20CH2CH20H 
(II) with HC1 in the presence of carboxylic acids to control formation of 
HOCH2CH20H which was hard to sep. from the products. Thus, HC1 was 
introduced into a mixture of 106 parts II (R = OH) and 2.3 parts caproic 
acid at 110° for 10 h to give I (R = OH) at 80.3% conversion and 
48.4% selectivity. 
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Preparation of chlorinated ether of formula RCH2CH20CH2CH2C1 (I) is effected by 
chlorinating ether RCH2CH20CH2CH20H (II) with hydrogen chloride in 
presence of carboxylic acid. R = OH or CI. 

Pref. 1-15 aliphatic- or 6-15C alicyclic- or 7-15C aromat ic-cpd . with one 

or more carboxyl gps . , i.e., mono- and/or poly-carboxylic aicd, amino 

acid, acid anhydride or ion-exchange resin etc. are used to obtain (I) 

selectively. Ratio of (III) /(II) is 0.1-10 weight%, especially 0.5-5 weight% . 

Chlorination is carried out at 50-150 deg. C, especially 80-120 deg. C by using 

gaseous hydrogen chloride in presence of (III) and accelerator, Lewis 

acids such as aluminum chloride, zinc chloride etc. 

USE /ADVANTAGE - (I) is useful as intermediate to various chemicals. 

High purity (I) is prepared by simple procedure in high yield and 

selectivity by using (III) in chlorination. 
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DCR: 1-S 125-S 129610-S 130709-S 130964-S 131251-S 131904-S 132060-S 

132322-S 132795-S 133258-S 133392-S 135354-S 159-S 180172-S 188935-S 
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224718-S 243-S 2452-S 278364-S 278368-S 278370-S 2849-S 3236-S 340-S 
61-S 681-S 709-S 87074-S 871-S 9-S 99990-S 
M3 *01* H401 H481 H5 H581 H6 H602 H608 H681 H689 H8 M280 M312 M322 M332 
M342 M362 M383 M391 M392 M416 M620 M720 N209 N242 N309 N322 N441 
N442 N513 M903 M904 
MCN: 8748-C7401-P 
DCR: 6680-M 

M3 *02* M414 M415 M416 M423 M730 Q421 M903 
DCR: 6680-M 
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(57) Abstract: 

PURPOSE: To obtain the titled compound useful as a raw 
material for organic industries advantageously, by 
hydrochlorinating hydroxyl group of diethylene glycol 

and 2-(2'-chloroethoxy)ethanol with hydrogen chloride in RCH 1 CH l 0CH a CH 2 0H I 

the presence of a carboxylic acid such as acetic acid, 
adipic acid, etc. 

CONSTITUTION: In chlorinating hydroxyl group of an 

ether compound shown by formula I (R is OH or CI), RCH,CH 2 ULH 2 UH 2 t K 0 

namely, diethylene glycol and 2-(2'-chloroethoxy) 

ethanol,, with hydrogen chloride, preferably 0.1W10wt% 

based on the compound shown by formula I of one or 

more carboxylic acids (e.g. benzoic acid, caproic acid, 

etc.) selected from carboxylic acid, especially 1W15C 

mono- or polycarboxylic acids, 6W15C alioyclic mono- or 

polycarboxylic acids, 7W15C aromatic mono- or 

polycarboxylic acids and hetero ring-containing mono- or 

polycarboxylic acids is present to give a chlorinated 

compound [e.g. 2-(2'- chloroethyoxyjethanol, etc.] shown 

by formula II. 
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